except that the hydroxyl group at C-16 in 6 is moved to C-12 in 1. Regarding the stereochemistry of 1, pronounced nuclear Overhauser enhancement and exchange spectroscopy (NOESY) correlations between the hydroxymethyl protons (H 2 -19) and H 3 -20, H 3 -20 and H 3 -17, and H 3 -17 and H 3 -16 illustrated that three fused rings were all the trans and chair form. The evidence showing the protons of H 2 -19, H 3 -20, H 3 -17, and H 3 -16 were all in the axial orientation. The signal at d C 74.5 was assigned to C-13 due to its heteronuclear multiple-bond (HMBC) correlation to H-16, H-15, and H-14. The carbinyl proton at d 3.92 with a doublet of a doublet (Jϭ8.0, 4.0 Hz) indicated that the axial proton must be located at C-1, C-3, C-7, or C-12. This proton has a NOESY correlation with H-14 (d 5.93) and an HMBC with C-13 (d C 74.5), thereby locating it at the 12-a-axial position. The evidence above confirmed that the structure of 1 as 12b,19-dihydroxymanoyl oxide.
The .0 s). The above features were in agreement with a labdane skeleton containing a b,g-disubstituted butenolide ring, one carboxylic acid, and one terminal double bond. On the basis of HMBC interactions from H-12 to C-9/C-11/C-13/C-14/C-16, H-14 to C-12/C-15, and H 3 -16 to C-12/C-13/C-14, it was possible to locate the b-methyl butenolide ring in the side chain. The carboxylic acid group of 2 was placed at C-4b because the H 3 -20 methyl signal resonated at a higher field (d 0.59) and no NOE correlation was seen between H 3 -20 and Table 1 ) that compound 3 is closely related to 2. The 13 C-NMR spectrum of 3 lacked the lactone carbonyl signal as in 2 but instead had an oxygenated methylene (d C 69.8). The H 3 -20 methyl signal of 3 resonating at d 0.70 (lower field than that in 2) supported placement of the the carboxylic acid group at C-4a, and the signal at d 1.13 (3H, s) was assigned to C-4b, attributable to the NOE correlation with H 3 -20 and HMBC correlation with the carbonyl (d 184.1) of the carboxylic group. The pronounced NOESY correlations between H-12 and H-16, H-16 and H-14, and H-14 and H-15 were consistent with a 1,5-dihydrofuran moiety. Therefore the structure of 3 was proposed to be 12,15-epoxy-8(17),13-labdadien-18-oic acid.
HR-EI-MS of 4 indicated the molecular formula C 20 H 32 O 2 , and the IR spectrum showed a conjugated carbonyl group (n max 1659 cm C-NMR spectrum of 4 showed similarities to those neoabionol (7).
6) Therefore the labdane skeleton and the relative stereochemistry around the rigid decalin ring system could be established. The UV absorption band at l max 268 nm and 8) The signals attributed to the side chain portion of 5 in the 1 H-and 13 C-NMR spectra demonstrated that 5 has both vinylic and 1,2-disubstituted double bonds. The J values of proton signals due to the disubstituted double bond indicated the presence of the C-11, -12 double bond with an Econfiguration, which is adjacent to the quaternary carbon (C-13) in 5, and was very similar to those of (11E,13S, and 11E,13R)-11,14-labdadiene-8,13-diol.
8) The configuration of the C-13 position was considered to be R based on a comparison of the chemical shifts of H-16 and C-16 in 5 with those in (11E,13S)-and (11E,13R)-11,14-labdadiene-8,13-diol of 5. Hence compound 5 was assigned to be 13-hydroxy-8(17),11E,14-labdatrien-18-oic acid.
Experimental General Experimental Procedures
1 H-, 13 C-, and 2D-NMR spectra were obtained on a Varian Unity 400 spectrometer. EI-MS, HR-EI-MS, UV, and specific rotations were recorded on a Finnigan TSQ-46C, JEOL SX-102A, a Hitachi S-3200 spectrometer, and a JASCO DIP-180 digital polarimeter, respectively. Extracts were chromatographed on silica gel (Merck 3374, 70-230 mesh) and purified by a semipreparative normalphase HPLC column (250ϫ10 mm, 7 mm, LiChrosorb Si 60).
Plant Material The wood of C. konishii HAYATA was collected at Luantashan, Nantau Hsien, Taiwan, in December 1996 and was identified by Professor Shao-Shun Ying, Department of Forestry, National Taiwan University. A voucher specimen (013492) has been deposited at the Herbarium of the Department of Botany, National Taiwan University, Taipei, Taiwan.
Extraction and Isolation The wood of C. konishii was crushed into pieces to give 6.5 kg (air-dried) of raw material, which was extracted with MeOH (60 l) three times (7 dϫ3) at room temperature. The combined extracts were evaporated in vacuo to give a black residue (60.2 g) that was suspended in water (500 ml) and extracted successively with n-hexane (500 mlϫ3), EtOAc (500 mlϫ4), and n-BuOH (500 mlϫ3). The EtOAc fraction (15.6 g) was chromatographed on a silica-gel column (450 g) (using hexane-EtOAc and EtOAc-MeOH mixtures as solvent systems). Elution with hexane-EtOAc (3 : 2), (1 : 1), and (2 : 3) gave crude 2, 3, and 4, respectively, while crude compounds 1 and 5 were eluted with hexane-EtOAc (3 : 7). Further purification on HPLC gave 1 (5.5 mg), 2 (6.3 mg), 3 (7.5 mg), 4 (6.1 mg), and 5 (8.2 mg) using hexane-EtOAc-CH 2 Cl 2 -i-PrOH 
